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1. INTRODUCTION

Since their discovery in the early 1980s,1,2 aluminophosphates
have received much attention because of their potential applica-
tions as molecular sieves in absorption, separation, or shape-
selective catalysis.3�7 The cloverite-type (-CLO)8 framework,
initially obtained with gallium atoms,9 is a fluorinated molecular
sieve with extra-large pores of 20-ring-openings, making this
framework one with the lowest density among the approved
zeolites framework types.10 Recently, Y. Wei et al.11 obtained the
equivalent topology with aluminum atoms, referred to in their
work as DNL-1 (Dalian National Laboratory Number 1), of
chemical formula |(C6N2H88)104 - (C6N2H11)80 (H2O)910|
[Al768P768O2976(OH)192 F288], through ionothermal synthesis
using two amines (and not only one as in the case of gallium
cloverite) as costructure-directing agents (co-SDAs). In addition

to high surface area and micropore volume, DNL-1 also
shows excellent stability compared to the gallium cloverite.11

S. J. Lohmeier et al. were able to crystallize a similar aluminum
cloverite compound, LUH-2 (Leibniz Universit€at Hannover
Number 2), from another ionic liquid containing mixed anions.
The structural topology of DNL-1 was confirmed by Rietveld
refinement from powder X-ray diffraction (PXRD) data and 31P,
19F, 13C, and 27Al one-dimensional (1D) solid-state nuclear
magnetic resonance (NMR) to be analogous to that of the
gallium cloverite. The 1D 31P and 27Al NMR results on DNL-
111 indicated the presence of P�OH and Al�OH groups, while
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the 19F NMR data showed the presence of F� ions trapped in
every double 4-rings (D4R) cages of the structure as well as the
presence of terminal Al�F bonds. However, the NMR study was
restricted to 1D NMR spectra, which limits the amount of local
structural details that can be extracted. Increasing the degree of
accuracy in the structural description of these materials is
probably an essential further step to better understand and tailor
their exceptional properties.

Because solid-state nuclear magnetic resonance (NMR) spec-
troscopy is atom specific and sensitive to the local order around a
given nucleus, this technique has gradually become an essential
tool to assist the structural resolution and description of solids by
diffraction. Combination of diffraction and NMR data for
powders in a so-called SMARTER approach (structure elucida-
tion by combining magnetic resonance, computation modeling,
and diffractions) is of particular importance for crystalline
aluminophosphates potentially lacking long-range order because,
for example, of the presence of organic templates or of local and
random distributions of isoelectronic atoms or group of atoms
(e.g., OH/F...) which cannot easily be distinguished by X-ray
diffraction.12�28 Thanks to recent technical and methodological
developments, the solid-state NMR ‘tool-box’ now contains a
wide and versatile range of one and two-dimensional (2D)
experiments that can be adapted to each class of nuclei and
materials to allow access to structural pieces of information like
the number and multiplicity of crystallographic inequivalents,
proximities, or connectivities between neighbors, internuclear
distances. These data can then be gradually put together with
those extracted from diffraction measurements to assemble a fine
structure for a compound, including the description of local
disorder or nonperiodic order.

In this contribution, we propose to go beyond the structural
description initially given by X-ray powder diffraction11 and to
examine the structural network of aluminum cloverite by means
of a set of high-resolution multinuclear (1H, 13C, 15N, 27Al, 31P,
19F) and multidimensional hetero- and homonuclear solid-state
NMR experiments. First, the periodic framework is investigated
by 1D 31P and 27Al NMR. 2D 31P�31P and 27Al�31P correlation
NMR experiments are further used to assign the main Al and P
resonances. Then, the codirecting agents are characterized by
13C, 15N, and 1H NMR, and their selective localization in the
different pores of the �CLO framework is revealed by 2D
1H�1H and 1H�31P NMR experiments. Finally, the description
of the fluorine subnetwork is done by analysis of 19F�31P and
19F�27Al 2D NMR correlation spectra. The ensemble of high-
resolution NMR results allows a fine description of both the
periodic Al/P and the nonperiodic subnetworks, including the
selective localization of the organic templates, the position of the
F� ions inside the D4Rs, and the nature of the atom or group
(OH or F) that form terminal bonds with some of the phos-
phorus or aluminum atoms. The descriptions of the simple
structural rules that obey the F and template subnetworks provide
a generalized crystallography, in the sense of A. L. Mackay,29�31

structure of the aluminum cloverite.

2. EXPERIMENTAL SECTION

2.1. Synthesis. As previously reported in ref 11, DNL-1 was the first
aluminophosphate obtained by ionothermal synthesis. The initial mix-
ture of ionic liquid 1-ethyl-3-methylimidazolium bromide ([emim]Br),
H3PO4, Al[OCH(CH3)2]3, HF, and 1,6-hexanediamine (HDA) as a
costructure-directing agent was stirred for about one hour at 100 �C.

Then the formed gel was heated at 210 �C for two hours in a
polytetrafluoroethyl-lined autoclave. LUH-2 was also obtained from
H3PO4, Al[OCH(CH3)2]3, and HF but from an ionic liquid composed
of the [emim]+ cation and a mixture of anions, namely bromide and
L-lactate in a ratio of 7:1. The synthesis mixture was heated for one hour
at 160 �C using microwave heating (Explorer-12-Hybrid from CEM).12

Purity of the samples was checked by powder X-ray diffraction (PXRD).
The PXRD diagrams of the two samples (see the SI) are highly similar,
indicating identical aluminophosphate network, and are also similar to
the PXRD previously reported for aluminum cloverite.11

2.2. NMR Spectroscopy. All NMR experiments were performed
on an Avance 500 Bruker spectrometer (static magnetic field B0 = 11.7
T, Larmor frequencies of 500.1, 470.6, 202.5, 125.7, 130.3, and 50.7
MHz for 1H, 19F, 31P, 13C, 27Al, and 15N, respectively) using either a
quadruply tuned 2.5 mm32 or a 4 mm probe.

The 1Hf13C cross-polarization magic angle spinning (CPMAS)33,34

NMR spectrum of AlPO4-(-CLO) was recorded atMAS frequency of 10
kHz. The initial 1H 90� pulse length was set to 3.1 μs, the contact time to
5 ms. A 1H RAMped amplitude (RAMP)35 contact pulse was employed,
with a RF field centered on the n = +1 Hartmann�Hahn matching
(HHm)36 condition (i.e., νRF(

1H) = νRF(
13C) + νROT) and spanning

over ( νROT, with νRF(
13C) = 52 kHz. 1H 64-step small-phase

incremental alternation (SPINAL-64)37 decoupling (nutation frequency
of 70 kHz) decoupling was implemented during the acquisition period.
The recycle delay was set to 5 s, and ∼16 000 transients were
accumulated. The 1Hf15N CPMAS NMR spectrum of AlPO4-(-CLO)
was recorded at MAS frequency of 12.5 kHz, using a 5 ms contact time, a
1H RAMP-CP pulse with a RF field centered on the n = +1 HHm and
spanning over ( νROT.

1H SPINAL-64 decoupling decoupling was
implemented during the acquisition period. The recycle delay was set to
5 s, and ∼60 000 transients were accumulated. The presented 1H and
19F Hahn-echo MAS (30 kHz) NMR spectra of AlPO4-(-CLO) were
recorded using 2.6 μs 90� pulse durations and interpulse delays
synchronized with the rotor frequency. 19F Hahn-echo spectra were
recorded using various rotor-synchronized interpulse delays. Similar
signal intensity decays (thus relaxation times T2

0) were observed for all F
sites in aluminum cloverite, ensuring that the Hahn-echo sequence does
not bias quantitativity of the measurements. The recycle delays were set
to 10 s. The 31P single pulse NMR spectrum was taken at MAS 25 kHz
using a 160 s recycle delay. 1H SPINAL-64 decoupling (nutation
frequency of 90 kHz) was implemented during the acquisition period.
The 27Al single pulseMAS (30 kHz)NMR spectrumwas recorded using
a 2 μs pulse length. The recycle delay was set to 1 s. The 3Q-MAS
experiment was recorded using the three-pulse z-filter38 sequence, and
both dimensions were synchronized with the MAS frequency (28 kHz).
Pulse durations to create the triple quantum and the conversion were
respectively taken to 3.5 and 1.3 μs with a RF field of 150 kHz. The
duration of the selective pulse after the z-filter was 18 μs. 48 t1 slices with
120 transients each were accumulated. A two-dimensional Fourier
transformation followed by a shearing39 transformation gave a pure
absorption 2D spectrum.

The 31P POST-C740 NMR spectrum of AlPO4-(-CLO) was taken at
MAS 10 kHz, using a 1 ms excitation of the double-quantum coherence.
40 t1 slices with 336 transients each were accumulated. This 2D DQ-SQ
MAS spectrum was converted in a SQ-SQ correlation representation by a
shearing transformation.41,42 The 31Pf27Al heteronuclear correlation
(CP-HETCOR) MAS (28 kHz) NMR was recorded using a 2.2 ms
contact time; 40 t1 slices with 1220 transients each were accumulated. For
these two experiments, a 1Hf31P CP block was implemented prior to the
DQ excitation or the CP transfer to 27Al to reduce the recycle delay to 5 s
(i.e., that of 1H). The initial 1H 90� pulse length was set to 2.85 μs, the
contact time to 5.5 ms, and a 1H RAMP contact pulse was employed, with
a RF field centered on the n = +1 HHm condition and spanning over(
νROT, with νRF(

31P) = 58 kHz. The conditions used for the CP are similar
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than those used to record the 1D CP spectrum. The 19Ff27Al CP-
HETCOR NMR correlation spectrum of CLO-Al was recorded at MAS
frequency of 28 kHz, using a low radio frequency (RF) field on the I-5/2
27Al nucleus of ∼5 kHz to ensure proper CP transfer43�45 and a 1.2 ms
contact time. 115 t1 slices with 320 transients each were accumulated. The
1Hf31P CP-HETCOR MAS (28 kHz) NMR spectrum was recorded
using a 5.5 ms contact time. 260 t1 slices with 48 transients each were
accumulated. The 19Ff31P CP-HETCOR MAS (28 kHz) NMR spec-
trum of AlPO4-(-CLO) was recorded using a 5 ms contact time. 115 t1
slices with 256 transients each were accumulated. The 2D 1H DQ-SQ
MAS (25 kHz) NMR spectrum was acquired using the back-to-back
(BABA)46 recoupling sequence with a delay of 240 μs for the excitation
and reconversion of the double-quantum coherence. 80 t1 slices with 64
transients each were accumulated. In all 2D NMR experiments, phase
sensitive detection in the indirect dimension was obtained using the
States47 method.

The 13C, 1H, 15N, 19F, 31P, and 27Al chemical shifts were referenced to
the carbon and proton signal in TMS, nitrogen signal from 15N-enriched
glycine (�347.5 ppm from nitromethane),48 CFCl3, H3PO4 85%, and a
1 M solution of Al(NO3)3, respectively. The spectra were reconstructed
using the Dmfit49 software.

3. RESULTS AND DISCUSSIONS

The aluminum cloverite, AlPO4-(-CLO), crystallizes in the
cubic crystal system (space group no 226: Fm3c) with a unit cell
parameter of 51.363 Å.11 Its structure is build up from two types
ofD4Rs units composed from strict alternation of corner-sharing

AlO4 and PO4 tetrahedra. The first building unit (BU1) is a rather
spherical α-cavity (LTA composite building unit) resulting from
the 3D assembling of twelveD4R-1 (Figure 1a). TheD4R-1 cages
contain 2 inequivalent P atoms (P1 and P4) and two 4-fold
coordinated inequivalent Al atoms (Al1 and Al3). A planar
assembly of four D4R-2 forms the second building unit BU2

(Figure 1b). The D4R-2 cages contain 3 inequivalent P atoms
(P5 of multiplicity 1 and P2 and P3 of multiplicity 1/2) and 3
inequivalent Al atoms (Al2 of multiplicity 1, Al4 and Al5 of
multiplicity 1/2). The connection of two building units BU1 and
BU2, alternating in the three-dimensional space, forms the CLO-
cavity (Figure 1c) that takes its name from the topology of the
material. As in the gallium cloverite-type structure, the frame-
work of the aluminum cloverite-type structure shows an inter-
secting 3D channel system with 20-ring windows, as shown in
Figure 1d. At the intersection of the channels, four terminal
hydroxyl groups (Al5-OH or P3-OH) extend from the D4R-2 to
give the window a cloverleaf shape in which half of the D4Rs are
not fully connected. The template molecules, not represented,
occupy the space available either in the LTA-pores or at the
intersections of the channels (Figure 2).
3.1. AluminophosphateNetwork. In this section, we present

the characterization of the periodic aluminophosphate network
of AlPO4-(-CLO) by 1D 31P and 27Al NMR as well as 2D
31P�31P and 31P�27Al correlation experiments. The inorganic
subnetwork is common to both DNL-1 and LUH-2 samples, and
so are their 27Al and 31P NMR spectra. Therefore, when not

Figure 1. (a) Building unit BU1 presenting a LTA-cavity (in blue), constructed from a 3D assembly of twelve D4R-1 (in gray), (b) building unit BU2

constructed from a planar assembly of fourD4R-2 (in gray), and (c)CLO-cavity (in green) created at the junction of two building units BU1 (below) and
BU2 (top). Cationic labeling scheme following the crystallographic sites description is shown. Bridging oxygen atoms have been omitted for the sake of
clarity. (d) View of one cavity formed at the intersection of three channels in aluminum cloverite.
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specified, the NMR spectra presented in the following section are
the signatures of both DNL-1 and LUH-2.

27Al NMR. The 27Al MAS NMR spectrum of the aluminum
cloverite is displayed in Figure 3a and shows three main signals
centered on 38.2 ppm, 22.9 ppm, and �7.1 ppm (Table 1),
characteristic of aluminum atoms in 4- (AlIV), 5- (AlV), and 6-
(AlVI) fold coordination.50 The 27Al resonances are broad and
show a tail on their right part characteristic of distributed
environments around the Al atoms. The positions of the 27Al
lines are slightly different from what was earlier reported on
lower static magnetic field (9.4 T),11 which can be explained by a
more efficient reduction of the effects of the second order of the
quadrupolar interaction (27Al nuclear spin I = 5/2) at higher
magnetic field (11.7 T in our study). The higher magnetic field
we employed also increases the resolution of the Al signatures,
and at least two contributions for the AlIV can be distinguished.
According to the structural data, five different AlIV sites are
expected in DNL-1, but only two of them are resolved on the 1D
NMR spectrum and a 2D 27Al 3Q-MAS NMR spectrum
(Figure 3b) did not improve the spectral resolution
(reconstruction of the spectrum is provided in the SI). Since
all aluminum atoms are in 4-fold coordination in the CLO-type
structural model, the presence of higher coordination numbers
for the Al atoms was assumed to be caused by the interaction of
the aluminumwith fluorine and water molecules.51,52 To confirm
this hypothesis, the DNL-1 sample was dried overnight at
100 �C, and a similar 27Al 1D MAS NMR spectrum was taken
(Figure 3a ii). It should be mentioned that the PXRD pattern of
the dried sample is identical to that of the initial one, including
similar diffraction peak line width (see the SI), indicating that the
drying has affected neither the structural network nor the
crystallinity of the sample. This is also supported by the 27Al
NMR lineshapes which remained essentially similar upon drying
(see the SI). The striking point of the 27Al NMR spectrum of the
dried sample is the strong decrease of the AlVI contribution
associated with an increase of the AlIV contribution and almost
no change in the intensity of that of the AlV aluminum atoms.
This indicates that in the sample stored in air, the first coordina-
tion spheres of some of the aluminum atoms are indeed
completed by two oxygen atoms from absorbed water molecules.
This is supported by the 1H NMR spectra (see the SI) recorded
on the sample before and after drying, for which the broad 1H
resonance centered on 5 ppm, characteristic of water molecules,
has disappeared after drying. To the contrary, the extra-ligand
that results in the formation of a 5-fold coordinated aluminum

Figure 2. (a) Perspective view of the structure of aluminum cloverite.
The gray sticks represent the Al/P framework. The yellow and dark
yellow balls are placed so that they fill the cavities (yellow balls) and
channels (dark orange balls) of the framework. For the sake of clarity, the
dark orange balls have been sized down. (b) Representations of the filled
channel intersections (left) and LTA-pores (right).

Figure 3. (a) 27Al MAS NMR spectra of the aluminophosphate DNL-1 before (i) and after (ii) overnight drying at 100 �C. Lines are assigned to the
aluminum atoms in 4-, 5-, and 6-fold coordination. The dashed lines are guides for the eye. (b) 27Al 3Q-MASNMR spectrum of the dried DNL-1 sample.
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atom is probably not an oxygen atom from a water molecule,
since it is not affected by the overnight drying, but most likely a
fluorine atom. This is confirmed by the 27Al MAS NMR
spectrum taken a couple of days after that the dried sample
was stored under air (see the SI), which shows the growth of the
AlVI component but almost no change in the AlV atoms. The AlVI

component could not be completely removed by a simple
overnight drying and the remaining proportion can be estimated
by integration of the resonance to ∼10% of the total amount of
aluminum atoms. The AlV/AlIV relative ratio, also estimated by
integration of the two parts of the spectrum, is around 1:3.
Because of the changes upon dehydration observed on the 27Al

NMR spectra, all the NMR experiments presented in the
following sections were recorded on the aluminum cloverite
sample previously dried overnight at 100 �C.

31P NMR. The 31PMAS NMR spectrum of the AlPO4-(-CLO)
(Figure 4) exhibits four resonances located at isotropic chemical
shifts (δiso) of �7.1 ppm, �18.7 ppm, �23.8 ppm, and �28.9
ppm (Table 1). Again the higher magnetic field employed in our
study increases the resolution of the 31P signals compared to the
earlier reported spectra11 and allows the resolution of two addi-
tional lines. The 31P resonances are fairly broad (0.8�1 kHz at half
width) and cannot be narrowed by 1H decoupling, indicating that
the 31P line width is mostly due, as was also observed on the 27Al
MAS NMR data in the previous section, to chemical shift
distribution, i.e. distribution of environments around the P atoms,
rather than to dipolar couplings with the neighboring protons. As
mentioned above, in aluminum cloverite, the phosphorus atoms
occupy five inequivalent positions of relative multiplicity 1:1:1:1/
2:1/2 for P1, P4, P5, P2, and P3, respectively (Figure 1), but only
four of them can be distinguished on the 31PMASNMR spectrum
(Figure 4). The 31P relative line intensities were estimated by
reconstruction of the spectrum line shape to 8%, 48%, 23%, and
21%, for lines 1, 2, 3, and 4, respectively. The 31P line 1 has a high
chemical shift (�7.1 ppm) characteristic of phosphorus atom in a
P�OH group and is therefore assigned to terminal P3-OH atoms.
The relative intensity of line 1 is slightly lower than what was
expected (12.5% for 1 P atom on a site of 1/2 multiplicity), which

could indicate that some of the P3 atoms have no OH group in
their vicinity. Line 4, of second lowest intensity, is therefore
assigned to P2 and possibly the P3 atoms with no terminal OH
bond. Lines 3 of multiplicity 23% (1 P site) and line 2 multiplicity
48% (2 P sites) correspond to the P atoms of highest multiplicity
P1, P4, and P5 but cannot be assignedmore precisely. To complete
the 31P spectrum assignment, 31P�31P 2Ddouble-quantum single-
quantum (DQ-SQ) MAS NMR correlation experiment, generat-
ing using the 31P�31P dipolar interaction, was used to probe the
phosphorus�phosphorus spatial proximities. To ease reading of
the spectrum, the DQ dimension has been sheared, as mentioned
in the Experimental Section, into a SQ dimension. In such a
spectrum, off-diagonal correlation peaks appear at the isotropic
chemical shift of neighboring P atoms with distinct chemical shift
values, while dipolar-coupled P atomswith identical chemical shifts
will generate a diagonal peak. Moreover, the DQ recoupling
scheme is based on dipolar interaction, and the intensity of the
cross-peaks therefore decreases with increasing P�P internuclear
distance. The 31P 2D DQ-SQ NMR spectrum of the aluminum
cloverite (Figure 5) shows that the cross-correlation peak with the
strongest intensity for P3 (line 1) is with line 3, of double intensity,
which is consequently assigned the P atom of double multiplicity
located in the same D4R-2 unit near P3, i.e. P5. Line 2, which
corresponds to two P atoms of double intensity, contains therefore
the signatures of P1 and P4. These two P atoms belong to theD4R-1
unit, as shown by the diagonal peak of strong intensity for line 2. Line
3, assigned to P5, exhibits correlation peaks with P atoms belonging
toD4R-1 andD4R-2, indicating that it acts as linker between the two
types of units (Figure 1). This 2D 31P NMR correlation spectrum
confirms themain topological features of theCLO-type network and
allows a full assignment of the 31P resonances.

31P�27Al 2D CP-MAS NMR. The 31Pf27Al 2D CP-HETCOR
NMR correlation spectrum of aluminum cloverite (Figure 6)
shows improved resolution in the 27Al dimension as compared to
the 27Al 1D or 3Q-MAS NMR spectra (Figure 3), and four
distinct aluminum resonances can be distinguished: one 5-fold Al
and three 4-fold Al (out of the five expected from the structural
model) atoms. The 31Pf27Al 2D CP-HETCOR NMR correla-
tion spectrum exhibits cross-peaks between the 31P line assigned
to P3 with the AlIV resonance of highest chemical shift. As
expected, this Al site is also correlated to the line assigned to P2,
while the line corresponding to P5 has a cross-peak with the Al
resonance of second highest position. This corroborates the
assignments of these three 31P lines, deduced from the 2D 31P
NMR spectrum, to phosphorus atoms belonging to the same
D4R unit (Figure 1). The lines corresponding to P1 and P4 are

Table 1. Line Number, Relative Intensity (%), Isotropic
Chemical Shift (ppm) (Position of the Center for the 27Al
Resonances), and Line Assignment Deduced from the 31P,
27Al, and 19F MAS NMR Data of Aluminum Cloverite

line δiso ((0.1) intensity ((1) assignment

31P

1 �7.1 8 P3-OH

2 �18.7 48 P1 + P4

3 �23.8 23 P5

4 �28.9 21 P2 + P3

27Al

1 38.2 74 AlIV

2 22.9 16 AlV

3 �7.1 10 AlVI

19F

1 �95.4 58 F� in D4R

2 �126.4 28 F�P terminal

3 �144.8 14 F�Al terminal

Figure 4. Experimental and reconstructed 31P MAS NMR spectra of
the aluminum cloverite on which lines are labeled.
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close to the same AlIV site, which has the lowest chemical shift.
Again, this validates the assignment of the 31P lines to phos-
phorus atoms belonging to the same D4R. It should be pointed
out that the local environments of the P and Al atoms within the
D4R-1 unit are probably much more similar than between the P
and Al atoms in theD4R-2 since neither the P nor the Al sites can
be distinguished on the 31P and 27Al NMR spectra. One can
notice the absence of any cross-correlation peaks between the P
atoms and the 6-fold coordinated Al atoms. Two independent
reasons could be invoked: i) the sensitivity of the CP-HETCOR
NMR experiment to the 27Al offset carrier frequency might have
reduced the recoupling efficiency between the P and AlVI and ii)
the AlVI is coordinated to four P but also to two O atoms from
water molecules. The water molecules are located in the inter-
rupted parts of the network and are very likely mobile. This
mobility can strongly reduce the 27Al relaxation times, leading
to a decrease of the CP efficiency. Finally, the 31Pf27Al 2D
CP-HETCOR NMR correlation spectrum of AlPO4-(-CLO)
also contains a correlation peak between the 5-fold coordinated
aluminum atoms and P1 and P4. Although low intensity cor-
relation between AlV and the other P atoms cannot be excluded,
the spectrum clearly indicates that the AlV mostly belong to the
D4R-1.
The assignments of the 27Al and 31P resonances to the various

sites of aluminum cloverite are gathered in Table 1.
3.2. Templating Agents. Contrary to the gallium cloverite,

for which the topology has been obtained using a single
templating amine (quinuclidine), two amines, whose structures
are depicted in Figure 7a, have been used as co-SDAs to build up
the topology of DNL-1:11 ethyl-methyl-imidazolium C6H11N2

([emim]+) cations and diprotonated 1,6-hexane-diamine C6H18N2

(HDA). Only the characterization of the DNL-1 sample is

presented in this section, because it contains two distinct amines.
The characterization of the amines and their localization in the
structure is essential to better understand the role and potential
selectivity of these templates.

13C NMR. The 1Hf13C CP-MAS NMR spectrum of DNL-1
(Figure 7b) shows two types of 13C resonances (Table 2): broad
signals from the carbon atoms of the HDA and a set of much
narrower peaks that correspond to the carbon atoms of the
[emim]+ cations.11 The 13C resonance from the HDA located at
40.2 ppm (relative intensity of 1) correspond to the carbon atoms
in α position from the amino groups, while that located at 26.6
ppm (relative intensity of 2) corresponds to the carbon atoms in β
and γ positions.11 Despite the use of 1H decoupling, the 13C
resonances of the HDA remain unusually broad (∼600 Hz),
indicating a static distribution of the positions or orientations of
the HDA molecules in the pores of the aluminophosphate. Five
sets of much narrower peaks (∼100 Hz) can be distinguished,
which correspond to the carbon atoms from the [emim]+ cations.
Each of these main peaks actually contain two contributions,
indicating that, contrary to the randomly located HDA molecules,
the [emim]+ occupy two inequivalent and well-defined crystal-
lographic positions in the pores of DNL-1. One can notice a
broadening of the base of the 13C peaks at higher chemical shift.
These peaks correspond to the three quaternary carbon atoms,
which are surrounded by one or two nitrogen atoms, and the
broadening could therefore arise from an interaction with the
quadrupolar spin-1 14N nuclei.

15N NMR. The 1Hf15N CP-MAS NMR spectrum of DNL-1
recorded under 1H decoupling (Figure 7c) also shows two sets of
15N resonances with different apparent line width (Table 2). One
broad (line width∼270 Hz) signal is located at�356.7 ppm and
corresponds to the sp3 nitrogen atoms of the HDA molecules.
Two narrower (line width∼90 Hz) signals are located at�202.4

Figure 6. 31Pf27Al MAS CP-HETCOR NMR spectrum of aluminum
cloverite. Top and right spectra, on which lines are labeled, are the full
projection on the 31P and 27Al dimension, respectively. Dashed lines
indicate P�Al proximities.

Figure 5. 31P POST-C7 NMR spectrum of aluminum cloverite. The
top spectrum, on which lines (L) are labeled and assigned to the
corresponding phosphorus atoms (P), is the full projection on the
horizontal dimension. Dashed lines indicate P�P proximities.
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and �218.7 ppm and correspond to the two sp2 nitrogen atoms
of the [emim]+ cations. Contrary to the 13C NMR spectrum, no
splitting of the 15N resonance of the [emim]+ is observed, which
could be due to the lower chemical shift sensitivity of the 15N
nucleus compare to 13C one. The larger line width of the 15N
resonance from the HDA molecule confirms the distribution of
positions or orientations of the HDAs.

The 13C and 15N NMR data indicate that the [emim]+ cations
occupy two distinct and well-defined crystallographic positions.
To the contrary, the HDA molecules are randomly oriented in
the pores, and this nonperiodic feature is very likely at the origin
of the distribution of chemical shifts observed on the 27Al and 31P
NMR spectra of DNL-1.

Figure 7. (a) Structures of the two co-SDAs used to build up the DNL-1 framework: [emim]+ (left) and HDA (right). (b) Experimental and
reconstructed 1Hf13C (left) and 1Hf15N (right) CPMAS NMR spectra of DNL-1. The individual contributions from the two co-SDAs are shown.

Table 2. Isotropic Chemical Shift (ppm) and Line
Assignment Deduced from the 13C and 15N CPMAS NMR
Data of DNL-1

δiso ((0.1) assignment

13C

40.2 HDA

26.6

134.4 [emim]+

133.9

124.9

123.8

45.6

44.6

37.2

36.3

15.1

13.7

15N

�356.4 HDA

�202.4 [emim]+

�218.7

Figure 8. 1H 2D DQ-SQ NMR correlation spectrum of the alumino-
phosphate DNL-1. Dashed lines indicate H�H proximities. The top
spectrum (Proj.) is the full projection on the 1H SQ dimension, on
which the components of the HDA are missing. Above is depicted the
1H MAS NMR spectrum.
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1H�1H and 1H�31P 2D NMR. To determine more precisely
the localization of the two different co-SDAs in the various pores
of the CLO-type framework (CLO or LTA cavities), spatial
proximities between the protons of the co-SDAs and between
protons and the phosphorus atoms from the framework have
been probed by 2D 1H�1H and 1H�31P NMR experiments,
respectively. The 1H MAS NMR spectrum of DNL-1 (Figure 8,
top spectrum) can be divided in three main parts: the signals in
the 7�9.5 ppm range are characteristic of protons in an aromatic
ring, the signals in the 2�6 ppm range corresponds to protons
from CH2 and CH3 groups next to N atoms and to the protons
from the NH3 group of the [emim]+, and the signals in the
0.5�2.5 ppm range correspond to proton from CH3 and CH2

groups next to C atoms. The 1H DQ-SQ NMR spectrum of
DNL-1 (Figure 8) contains the signature of the neighboring
protons of the amines and to be read as the 31P 2D NMR
spectrum: two protons close in space to each other (i.e., H�H
distance below 4 Å) generate a peak on the diagonal if they have
the same chemical shift or a pair of off-diagonal cross-peaks if
they have different chemical shifts. The absence of peaks between
two lines indicates that the corresponding protons are far from
each other. A comparison between the 1H MAS NMR spectrum
and the full projection of the 2D spectrum along the direct
dimension shows that two components from the nonaromatic
regions, located at 4.0 and 1.5 ppm, are missing on the 2D map.
These peaks are therefore assigned to the protons from the NH3

and CH2 groups of the HDAmolecules, respectively. The 1H 2D
NMR experiment indeed makes use of the 1H�1H homonuclear
dipolar interaction to edit the proximities between the protons.
Any motion of the protons faster than the dipolar time scale will
average out this interaction, and the DQ-SQ will filter out the
signals of the corresponding protons.53�55 Consequently, the
absence of signal of the HDA on the 2DNMR spectrum could be
explained by rapid motions of the NH3 and possibly the CH2

groups around the N�C and C�C single bonds that average out
the dipolar interaction. On the 2D NMR spectrum mostly
remain the signatures of the [emim]+. More 1H resonances are
observed than what was expected from the structure (six
inequivalent proton sites), which confirms the two inequivalent
positions for the [emim]+.

The 1Hf31P CP-HETCOR NMR spectrum of DNL-1
(Figure 9a) shows the spatial proximities between the P atoms
from the framework and the protons from the templates. To
discriminate the two possible pores in which the templates can
sit, two slices at the position of P3-OH (only present at the
intersection of the channels) from the D4R-2 and at the position
of P1 and P4 (present in both the spherical LTA-cavities and at
the intersection of the channels) from the D4R-1 have been
extracted from the 2D spectrum and compared to theMASNMR
spectrum (Figure 9b). The slice at P1 and P4 is very similar to the
MAS spectrum, which indicates that these P atoms have both an
[emim]+ and HDA molecules in their vicinity. To the contrary,
on the slice taken at P3 (Figure 9b), mostly remain the signals of
the protons from the aromatic region (7�9.5 ppm range), i.e. the
P3 atoms are close to the [emim]+ cations. This indicates that the
space at the intersection of the channels is free from HDA
molecules, in other words the HDA molecules yield spherical
LTA-pores rather than channels. Finally, it should be mentioned
that the CLO-type framework has been obtained with different
templates, quinuclidine for CLO-Ga or co-SDAs HDA and
[emim]+ for the DNL-1. Therefore, the selectivity of the CLO-
type framework to the templating agent(s) may not be so critical.

Figure 9. (a) 2D 1Hf31P CP-HETCOR NMR spectrum of the aluminophosphate DNL-1. The top spectrum, on which lines are labeled, is the full
projection on the 31P dimension. Dashed lines indicate the positions of the slices shown in (b). (b) 1H MAS and vertical slices taken from the 2D
1Hf31P CP-HETCOR NMR spectrum at the positions of P3 and P1/P4.

Figure 10. 19F MAS NMR spectrum of the aluminophosphate DNL-1,
on which lines are labeled. Stars indicate the position of spinning
sidebands. An expansion of the high chemical shift region is given in inset.
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3.3. Fluorine Subnetwork. 19F NMR. In the 19F MAS NMR
spectrum (Figure 10) of DNL-1, the main signals are observed
at�95.4,�126.4, and�144.8 ppm. As previously seen in various
aluminophosphate types (e.g., LTA- and AST-type),47,56 the
resonance at �95.4 ppm corresponds to F� ions trapped in
D4R units of the structure (Figure 12a). An expansion of this line
shows that it actually contains two resonances (Figure 10). The
two kinds of trapped F� ions can be related to different
interactions between the F and its surrounding atoms in the
D4R-1 or in the D4R-2 cages. The other peaks, broader and of
lower intensity, were assigned to the presence of fluorine
terminal atoms as Al�F or P�F groups.57 It should be men-
tioned that 1H decoupling has no apparent effect on the 19F
NMR line width (corresponding spectrum not shown), indicat-
ing that the line widths are also mostly heterogeneous and due to
chemical shift distributions, similarly to what was observed in the
previous sections for the 31P and 27Al nuclei. To further
investigate the location the F atoms in the network, 2D correla-
tionNMRexperimentswere carried out and are presented in the fol-
lowing.

19F�27Al and 19F�31P 2D NMR. Such 2D NMR experiments,
based on the 19F-X (X = 31P or 27Al) heteronuclear dipolar
interaction, allow probing the spatial proximities between the
fluorine and the aluminum and phosphorus atoms. The 19Ff31P
2D CP-HETCOR NMR spectrum of DNL-1 is displayed in
Figure 11a. It shows a cross peak of strong intensity between P1
and P4 and the F line located at �95.2 ppm, indicating the
presence of F- ions trapped in the D4R-1 units (Figure 12c).
There are also cross-peaks between P3 and P5 from the D4R-2
unit with F� ions at �95.2 ppm. But the intensities are much
lower than the P�F cross-correlation peak of the D4R-1 and
could not be detected for P2. This very likely indicates that there
are less D4R-2 units occupied by a F� ion (Figure 12d). More-
over, the ion very likely does not stand in the middle of the cubic
cage but rather closer to one corner of the cubic D4R. Moreover,
one can notice a cross-correlation peak between P3 and the F
atom located at �126.4 ppm. This 19F resonance, which

corresponds to about 25% of the total amount of fluorine in
the sample, is therefore assigned to a F atom not trapped in aD4R
(different 19F chemical shift and much broader line) and bonded
to a terminal P3 atom. The 31P chemical shift of the phosphorus
atoms from this P3�F group is slightly different from the
chemical shift of the P atom in a P3-OH group and has no
correlation with the F resonance from the trapped F� ions. This
clearly indicated that the D4R-2 units can only be occupied by a
F� ion if the terminal P3 is covalently bonded to an OH group
and not to a F atom. In other words, a P�F terminal group
prevents the trapping of F� ion in the corresponding D4R cage
(Figure 12).
The 19Ff27Al 2D CP-HETCOR correlation NMR spectrum

of DNL-1 (Figure 11b) shows that the F� ions are mostly
correlated to the 5-fold coordinated Al atoms. This confirms that
the F� ions do not stand in the middle of the D4R unit but are
closer to a corner of the cube and enter in the coordination shell
of the aluminum atoms (Figure 12), as was previously observed
for example in oxyfluorinated gallium phosphate ULM-18.58 In
such a situation, the distance of the F with the AlIV sitting at the
opposite corner is longer, thus the lower intensity of the
corresponding cross-correlation peak. The 19Ff27Al 2D CP-
HETCOR correlation NMR spectrum contains an additional
peak between an AlV and a F atom outside the D4R (�144.8
ppm), indicating the presence of Al�F terminal bonds. This F
site also correlates with the P1 and P4 atoms (Figure 11a), and
therefore this interruption mostly concerns some the D4R-1.
One can notice the absence of the AlVI resonance, very likely
because the increased coordination is caused by water molecules
rather than by F atoms. The final assignments of the 27Al, 31P, and
19F NMR resonances to the various sites of aluminum cloverite
are gathered in Table 1, and a summary of the possible situations
extracted from analysis of the NMR data is presented in Figure 12.
Although some structural details, for which we have no NMR

evidence, still remain unknown, like whether the water molecules
coordinate the aluminum atoms from both theD4R-1 andD4R-1
or only one of them selectively (i.e., what is the role of the

Figure 11. 9Ff31P (a) and 19Ff27Al (b) CP-MASNMR spectra of the aluminophosphate DNL-1. Top spectra, on which lines are labeled, are the full
projection on the 31P and 27Al dimensions. Right spectra are the full projections on the 19F dimension. Dashed lines indicate 31P/27Al�19F proximities.
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terminal F atom in this aspect), or whether there is an OH group
inside theD4R-2when the terminal atom is a F, this thorough set
of NMR experiments has allowed going beyond the structural
description of the aluminum cloverite sample initially provided
by powder diffraction, by evidencing several distinct possible
locations for the F atoms,OHgroups, andwatermolecules aswell as
the templating agents in the framework of the aluminum cloverite.

4. CONCLUSIONS

A generalized crystallography structural investigation of the
fluorinated aluminophosphate aluminum cloverite has been pre-
sented, which goes beyond the description of the periodic alumi-
nophosphate network. By using NMR crystallography,59�62

simple rules that describe the nonperiodic subnetworks (i.e., the
F atoms and the templates) have indeed been drawn out. Multi-
nuclear high-resolution 1D 27Al and 31P NMR results are in agree-
ment with the main topological features previously proposed for
aluminum cloverite from powder X-ray diffraction, close to that of
the gallophosphate cloverite. The spatial proximities extracted
from the 2D 31P�31P and 27Al�31P NMR spectra of DNL-1 have
allowed a full assignment of the 31P and 27Al resonances to the
corresponding phosphorus and aluminum sites in the structure. To
go beyond the description of the main framework, 13C and 15N
NMR spectroscopy has been employed to characterize the two
costructural-directing agents. The results indicate that the ethyl-
methyl-imidazolium cations occupy two well-defined crystallogra-
phically inequivalent positions, while the hexa-methylen-diamine

molecules are randomly distributed in the pores. This latter
nonperiodic localization of the templates create a distribution of
environments around the P and Al atoms, which results in the
broad lines observed on the 31P and 27Al NMR spectra. 1H 1D and
2D 1H�1H and 1H�31P NMR data have also shown that the
HDA molecules are selectively in the spherical LTA-pores, while
the [emim]+ cations are found in both the LTA-pores and in the
empty space at the intersection of the channels. Finally, the second
nonperiodic subnetwork, that of the fluorine atoms, has been
characterized by means of 19F-X (X = 27Al and 31P) 2D NMR
experiments. Two kinds of fluorine atoms have been distinguished:
F‑ ions trapped in some of D4R units and F atoms covalently
bonded to terminal Al or P atoms and which interrupt the AlPO
network. The experiments indicate that the F atoms that terminate
the framework prevent the trapping of F� ions in the terminal
D4R cage.

Through the example of aluminum cloverite, we have shown
that, despite the considerable complexity of such systems, an
extremely fine level of accuracy can be reached in the structural
description by coupling powder X-ray diffraction and high-
resolution NMR data in a SMARTER (SMARTER stands for
structure elucidation by combining magnetic resonance, compu-
tation modeling and diffractions) crystallography approach.
Beyond this, the fact that the frameworks of the two studied
samples DNL-1 and LUH-2 are very similar, though the samples
were synthesized using different routes, clearly indicates some
degree of order, which obey simple rules as described above, in
the nonperiodic part of the materials and not a statistical
behavior. Such an NMR crystallography study therefore repre-
sents a step toward a better understanding of the key steps in the
crystal formation of porous solids.
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